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(54) Lithium secondary battery 

(57) A lithium secondary battery including an elec- 
trode assembly composed of positive and negative 
electrode plates wound up spirally with a separator and 
disposed in a cell casing filled with electrolyte contain- 
ing lithium salt dissolved in organic solvent, wherein the 
cell casing is provided with a current interrupt device 
(57) for cutting off a charge current of the battery when 



an internal gas pressure of the battery exceeds a prede- 
termined value, and wherein Ihe organic solvent con- 
tains alkylbenzene derivative or cycloalkylbenzene 
derivative having tertiary carbon adjacent a phenyl 
group. 



Fig.2 
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[0001] Tho present invention relates to a lithium secondary battery using electrolyte consisting of organic solvent 
containing lithium salt dissolved therein and more particularly to a lithium secondaiy battery using electrolyte the safety 

5 of which is ensured even if the battery is overcharged. 

[0002] In recent years, a demand for a power source in the form of a small size and light weight battery increases 
because of noticeable development of small size and light weight electronic appliances. Under such situation, a lithium 
secondary battery such as a lithium ion battery has been developed as a rechargeable small size and lightweight bat- 
tery of higher capacity for use in portable electronic appliances such as a small size video camera, a portable tele- 

>£> phone, a note type personal computer and the like. 

[0003] In this kind of lithium secondary batteries, a carbon material capable of absorbing and desorbing lithium ion 
is used as a negative electrode active material, a lithium transition metal oxide compound such as LiCoO a , LiNi0 2 , 
UMn 2 0 4 or the like is used as a positive electrode active material, and an organic solvent containing lithium salt dis- 
solved therein is used as electrolyte. In the lithium secondary battery assembled with the components, lithium ion is 

is desorbed from the positive electrode and absorbed into carbon during initial charge of the battery so that the lithium 
secondary battery can be worked as a rechargeable battery. 

[0004] When the lithium secondary battery is overcharged, an excessive amount of lithium ion is extracted from the 
positive electrode and is inserted into the negative electrode in accordance with overcharged condition of the battery. 
This causes both the positive and negative electrodes thermally unstable, resulting in decomposition of the organic sol- 
ao vent of the electrolyte. As a result, the battery is over heated by abrupt exothermic reaction of the electrolyte, and the 
safety of the battery is deteriorated. Particularly, such safety problems become very important when the energy density 
of the lithium secondary battery is increased. 

[0005] To solve the safety problems, proposed in Japanese Patent Laid-open Publication No. 7-302614 is a method 
for enhancing the safety of the battery by addition of a small amount of aromatic compound to the electrolyte. In the 

25 method proposed in the Japanese Patent Laid-open Publication No. 7-30261 4, a carbon materia! is used for the nega- 
tive electrode, and an aromatic compound such as anisol derivative having n electron orbit at an reversible redox poten- 
tial more noble than a positive electrode potential when fully charged In a molecular amount of less than 500 is added 
as an additive to the electrolyte of the battery. Such an aromatic compound is useful to prevent the battery from over- 
charge for protection of the battery. 

30 [0006] Proposed also in Japanese Patent Laid-open Publication No. 9-10683S (corresponding with U.S. Patent No. 
5,879,834) is a method for enhancing the safety of the battery by addition of an additive to the electrolyte of the battery. 
In the method proposed in the Japanese Patent Laid-open Publication No. 9-106835, a carbon material is used for the 
negative electrode, and a small amount of biphenyl, 3-R-thiophane, 3-chlorothlophene, furan or the like is used as the 
additive to the electrolyte of the battery so that the internal resistance of the battery is increased by polymerization of 

35 the components at a higher battery voltage than a maximum operating voltage of the battery for protection of the battery 
in an overcharged condition. 

[0007] In the method proposed in the Japanese Patent Laid-open Publication 7-302614, the anisol derivative is 
effective to restrain overcharge of the battery but deteriorates the cycie characteristic and storage characteristic of the 
battery. The aromatic compound is decomposed by oxidation at an electric potential of about 4.5 V tD generate gas 
40 therefrom and forms a polymerized substance for protection of the battery in an overcharged condition. However, in 
case the component of the electrolyte permits dissolution of the polymerized substance therein, the battery may not be 
protected in an overcharged condition. Consequently, the aromatic compound such as anisol derivative having jc elec- 
tron orbit does not effect to restrain overcharge of the battery. 

[0008] In the method proposed in the Japanese Patent Laid-open Publication No: 9-1 0S835, the biphenyl used as 
45 the additive to the electrolyte is lower in polarity and lower in solubility. Accordingly, the additive is partly deposited dur- 
ing operation of the battery at a low temperature, resulting in deterioration of the battery performance. In addition, 3- 
chbrothiophene causes difficulty in its handling since it is stimulus and malodorous and is easily decomposed by oxi- 
dation. Similarly, the furan is also easily decomposed by oxidation. This results in deterioration of the battery perform- 
ance. 

so [0009] To solve the problems discussed above, a primary object of the present invention is directed to provide a lith- 
ium secondary battery in which an additive effective for preventing overcharge of the battery is added to electrolyte to 
ensure the safety of the battery without causing any deterioration of the cycle characteristic and storage characteristics 
at a low temperature. 

[0010] According to the present invention, the object is accomplished by providing a lithium secondary battery 
55 which includes a cell casing provided with a current interrupt device for cutting off a charge current of the battery when 
an internal gas pressure of the battery exceeds a predetermined value, wherein the cell casing is filled with organic sol- 
vent containing an additive such as alkylbenzene derivative or cycloalkylbenzene derivative having tertiary carbon adja- 
cent a phenyl group. As the tertiary carbon adjacent the phenyl group is active and higher in reaction, hydrogen atom 



2 



EP t 065 744 A2 



is easily extracted from the tertiary carbon in an overcharged condition of the battery. This causes rapid df 



>n of the additive when the battery is overcharged. As a result, hydrogen gas generates and polymer of the addi- 
tives « Produced by polymerization reaction of the additive. In the lithium secondary battery, when the internal gas pres- 
sure of the battery exceeds the predetermined value, the current interrupt device is operated to cut off the charge 
current of the battery. From the foregoing fact, it is presumed that addition of the additive to the organic solvent is effec- 
tive to restrain decomposition of the electrolyte thereby to ensure the safety of the battery. In this respect, it is noted that 
the poiymer of the additives acts as a resistance substance in an overcharged condition of the battery and does not dis- 
solve in the electrolyte. This is useful to effectively protect the battery against overcharge. 

[001 1 J Since the additive added to the organic solvent is in a liquid state at a room temperature, higher in porality 
- and higher in dissolubility to the electrolyte, the additive may not be deposited during operation of the battery at a low 
temperature and does not cause any deterioration of the battery performance even If added to the electrolyte Accord- 
ingly, in use of the electrolyte added with the additive togetherwilh lithium salt dissolved in the organic solvent the addi- 
tive is useful to ensure the safety of the battery without causing any deterioration of the low temperature characteristic 
and storage characteristics of the battery. 

[0012] In a practical embodiment of the present invention, it is desirable that the alkylbenzene drivative is at least 
one of additives selected from the group consisting of isopropylbenzene (cumene), 1 , 3-diisopropylbenzene, 1 , 4-dliso- 
propylbenzene. 1 -methylpropylbenzene, 1, 3-bis{l-methylpropyI) benzene and 1, 4-bis(1-methylpropyl) benzene It is 
also desirable that the cycloalkylbenzene derivative is selected Irom either cyclohexylbenzene or cyclopentylbenzene. 
[0013] For a better understanding of the present invention, and to show how the same may be carried into effect, 
reference will now be made, by way 01 example, to the accompanying drawings, in which: 

Fig. 1 is a sectional view of a lithium secondary battery in accordance with the present invention; and 
Fig. 2 is a partly broken sectional view of an electric current interrupt device coupled with an opening of the cell cas- 
ing shown in Fig. 1. 

[0014] Hereinafter, an embodiment of a lithium secondary battery In accordance with the present Invention will be 
described with reference to Figs. 1 and 2 of the drawings. Fig, 1 is a sectional view of the lithium secondary battery in 
a condition where positive and negative electrode plates wound through a separator are contained in a cell casing, and 
Fig. 2 is a partly broken sectional view of an electric current interrupt device coupled with an opening of the cell casing. 

1. Production of a negative electrode plate 

[0015] A mixture of a negative electrode active material of natural graphite (d = 3, 36 A) and a bonding agent of pol- 
yvinylidene fluoride (PVdF) was dissolved in organic solvent of 1-methyl-2-pyrrolidone (NMP) to prepare a slurry or 
paste. The slurry was uniformly coated on opposite entire surfaces of a metal core in the form of a copper foil of 20 urn 
using a die-coater, a doctor blade or the like to produce a negative electrode plate coated with an active material layer. 
Similarly, the paste was uniformly coated on opposite entire surfaces of the metal core by a roller coaling method to pro- 
duce a negative electrode plate coated with an active material layer. The negative electrode plate coated with the active 
material layer was passed through a dryer to remove the organic solvent used for preparation of the slurry or paste. 
Thereafter, the dried negative electrode plate was railed under pressure by a roller pressing machine to produce a neg- 
ative electrode plate 10 of 0.14 mm in thickness. 



2. Production of a positive electrode plate 

is [001 6] A mixture of a positive electrode active material of LICo0 2 , a carbon conductive agent of acetylene black, 
graphite and the like and a bonding agent of polyvinylidene fluoride (PVdF) were dissolved in organic solvent of 1- 
methyl-2-pyrrolidone (NMP) to prepare a slurry or paste. The slurry was uniformly coaled on opposite entire surfaces 
of a metal core in the form of an aluminum foil of 20 urn using a die-coater, a doctor blade or the like to produce a pos- 
itive electrode plate coated with an active material layer. Similarly, the paste was uniformly coated on opposite entire 

so surfaces of the metal core by a roller coating method to produce a positive electrode plate coated with the active mate- 
rial layer. The positive electrode plate coated with the active material layer was passed through the dryer to remove the 
organic solvent used for preparation of the slurry or paste. Thereafter, the dried positive electrode plate was rolled under 
pressure by the roller pressing machine to produce a positive electrode plate 20 of 0.1 7 mm in thickness. 

55 3. Production of an electrode assembly 

[0017] The negative electrode plate 1 0 and positive electrode plate 20 were overlapped through a micro porous 
membrane of inexpensive polyolefin resin, preferably through a micro porous membrane (for example, of 0.025 mm in 
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^ckness) of polyethylene « such a manner that the center lines of the plates 1 o and 20 In a width direction are coin- 
cried with each other. Thus, the overlapped electrode plates 10 and 20 were wound up spirally with the micro porous 
membrane by a winding machine and taped at their outermost peripheries to produce a spirai eiectrode assembly. 

4. Preparation of electrolyte 

(1) Example 1 

£S A i?'? nt miXtUre ° f 40 Part bV W6iSht ethy ' 8ne Ca * 0na,e < EC > and 60 P art «* W «"'9M diethyl carbonate 
(DEC) was addedto and mixed with LiPF e of 1 mole/liter as electrolyte salt. The solvent mixture was further mixed with 
2 A by weight isopropytoenzene (cumene) represented by the following structural formula to prepare an amount of elec- 
trolyte [a} as an Example 1 . 



CK 



[0019] A solvent mixture of 40 part by weight ethylene carbonate (EC) and BO part by weight diethyl carbonate 
(DEC) was added to and mixed with LiPF 6 of 1 mole/liler and further mixed with 2 % by weight 1 , 3-diisopropylbenzene 
represented by the following structural formula to prepare an amount of electrolyte [b] as an Example 2. 



5, 



[0020] A solvent mixture of 40 part by weight ethylene carbonate (EC) and 60 part by weight diethyl carbonate 
(DEC) was added to and mixed with UPF 6 of 1 mole/liter and further mixed with 2 % by weight of 1 , 4-diisopropylben- 
zene represented by the following structural formula to prepare an amount of electrolyte [c] as an Example 3. 
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0021 A solvent iMn of 40 part by weight ethylene carbonate (EC) and 60 part by weight diethyl carbonate 
(DEC) was mixed with UPF„ of 1 mole/liter as electrolyte salt and further mixed with 2 % by weight 1 -methylpropyl ben- 
zene represented by the following structural formula to prepare an amount of electrolyte [d] as an Example 4 



*0 



15 

(5) Example 5 

[0022] A solvent mixture of 40 part by weight ethylene carbonate (EC) and 60 part by weight diethyl carbonate 
(DEC) was mixed with LIPF 8 of 1 mole/lfter as electrolyte salt and further mixed with 2 % by weight 1 3-bis (1 -methyl- 
20 propyl) benzene represented by the following structural formula to prepare an amount of electrolyte [e] as an Example 



25 




(6) Example 6 

[0023] A solvent mixture of 40 part by weight ethylene carbonate (EC) and 60 part by weight diethyl carbonate 
(DEC) was mixed with LiPF e of 1 mole/liter as electrolyte salt and further mixed with 2 % by weight 1, 4-bfe(1 -methyl- 
propyl) benzene represented by the following structural formula to prepare an amount of electrolyte Pjf] as an Example 6 



45 




so (7) Example 7 

[0024} A solvent mixture of 40 part by weight ethylene carbonate (EC) and 60 part by weight diethyl carbonate 
(DEC) was mixed with LiPF e of 1 mole/liter as electrolyte salt and further mixed with Z % by weight cyclohexylbenzene 
represented by the following structural formula to prepare an amount of electrolyte [gj as an Example 7. 
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(B) Example 8 



[0025] A solvent mixture of 40 part by weight ethylene carbonate (EC) and 60 part by weight diethyl carbonate 
(DEC) was mixed with LiPF 6 of 1 mole/liter as electrolyte salt and further mixed with 2 % by weight cyclopenthyibenzene 
represented by the following structural formula to prepare an amount of electrolyte [h] as an Example 8. 



(9) Comparative example 1 

[0028] A solvent mixture of 40 part by weight ethylene carbonate (EC) and 60 part by weighl diethyl carbonate 
(DEC) was mixed with LiPF 6 of 1 mole/liter as electrolyte salt to prepare an amount of electrolyte [x] as a Comparative 
example 1 without addition of any additive. 

(10) Comparative example 2 

10027] A solvent mixture of 40 part by weight ethylene carbonate (EC) and 60 part by weight diethyl carbonate 
(DEC) was mixed with LiPF 6 of 1 mole/Mer as electrolyte salt and further mixed with 2 % by weight of biphenyl (C 12 O l0 ) 
to prepare an amount of electrolyte [y] as a Comparative example 2. 

(11) Comparative example 3 

10028] A solvent mixture of 40 part by weight ethylene carbonate (EC) and 60 part by weight diethyi carbonate 
(DEC) was mixed with UPF 6 of 1 mole/liter as electrolyte salt and further mixed with 2 % by weight 4-chloroanisol to 
prepare an amount of electrolyte [z] as a Comparative example 3. 

5. Manufacture of a lithium secondary battery 

[0029] As shown in Fig. 1 , a pair of insulation plates 41 were attached to opposite ends of the electrode body 
assembly and contained in a cylindrical cell casing 40 which was made of a sheet metal and cyllndrically formed by a 
pressing process. The cell casing 40 was used as a negative terminal of the battery. Subsequently, a current collector 
10a extended from the negative electrode plate 10 of the battery was welded to an internal bottom portion of the cell 
casing 40, while a current collector 20a extended from the positive electrode plate 20 was welded to a bottom surface 
of a sealing cap with current interrupt device 50. 

[0030] As shown in Fig. 2, the sealing cap with current interrupt device 50 is composed of a positive cap 51 of stain- 
less steel formed in a reversed dish plate and a bottom plate 54 of stainless steel formed in a dish plate. The positive 
cap 51 has a convex portion 52 protruded upward and an annular flat flange portion 53 forming a bottom part of the 
convex portion 52. The convex portion 52 is formed at tts comer with a plurality of circumferentially equally spaced vent 
holes 52a. The bottom plate 54 has a concave portion 55 protruded downward and an annular flat flange portion 56 . 
The concave portion 55 of bottom plate 54 is formed at its corner with a plurality of circumferentially equally spaced vent 
holes 55a. 

[0031] Disposed in a space between the positive electrode plate 51 and bottom plate 54 is an electric conduction 
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plate 57 which is deformed when an internal pressure of the battery exceeds a predetermined value The electric con- 
duction plate 57 was made of aluminum foil of 0.2 mm in thickness formed with uneven surfaces, which electric conduc- 
tion plate 57 has a concave portion 57a and an annular flat flange portion 57b. The concave portion 57a of electric 
conduction plate 57 is placed in contact with the upper surface of concave portion 55 of bottom plate 54 and the flange 
portion 57b of electric conduction plate 57 is disposed between the flange portion 53 of positive electrode cap 51 and 
the toge portion 56 of bottom plate 53 and fixad in place in a liquid-tight manner through an insulation gasket 59 of 
polypropylene (PP). 

[0032] Provided on the flange portion 57b of electric conduction plate 57 is a PTC (Positive Temperature Coeffi- 
cient) thermistor element 58 the resistance value of which is increased in the occurrence of abnormal heat generation 
caused by flow of an electric current in the battery. When an internal gas pressure of the battery exceeds the predeter- 
mined value, the concave portion 57a of electric conduction plate 57 is deformed to disconnect the electric conduction 
plate 57 from the concave portion 55 of bottom plate 57 thereby to cut off flow of an electric current or short-circuit cur- 
rent in the battery. 

[0033] The cell casing 40 was supplied with each electrolyte [a] - [h] and [x), [y], [z] and closed in a liquid-tight man- 
ner by means of the current interrupt device 50 fixedly coupled therewith through an insulation gasket 42 of polypropyl- 
ene. Thus, eleven kinds of cylindrical lithium secondary batteries A - H and X, Y, 2 were manufactured.. Each nominal 
capacity of the lithium secondary batteries was 1350 mAh. The lithium secondary batteries A - H were supplied with 
each electrolytes [al - [h], and the batteries X, Y, Z were supplied with each electrolyte [x], ]y), [z] 



(1) Overcharge test 

[0034] The eleven kinds of lithium secondary batteries A - H and X, Y, 2 each were charged by a charge current of 
25 1350 mA (1C) until the battery voltage becomes 4.1 V. Thereafter, the secondary batteries each were fully charged at 
a constant vottage of 4.1 V forthree hours and overcharged by a charge current of 2700 mA (2C) to measure each cut- 
off time of electric current in the batteries and each maximum temperature of the batteries. A result of the measurement 
is listed In the following table 1. 

30 (2) Low temperature characteristic 

[0035] The lithium secondary batteries A - H and X, Y. Z were charged by a charge current of 1350 mA (1 C) at a 
room temperature (25 °C) until the battery voltage becomes 4.1 V. Subsequently, the secondary batteries were charged 
at the constant voltage of 4.1 V for three hours and rested forthree hours at the room temperature. Thereafter, the see- 
as ondary batteries were discharged by a discharge current of 1 350 mA (1 C) at 0 »C until the final voltage becomes 2.75 
V to measure each discharge capacity (mAh) of the batteries at the room temperature. 

[0036] On the other band, the lithium secondary batteries A - H and X, Y, Z each were charged by a charge current 
of 1 350 mA (1 C) until the battery voltage becomes 4.1 V. Subsequently, the secondary batteries were fully charged at 
the constant voltage of 4.1 V for three hours and rested at 0 °C for three hours. Thereafter, the secondary batteries were 
<>a discharged by a discharge current of 1 350 mA (1 C) at 0 C C until the final voltage becomes 2.75 V to measure each dis- 
charge capacity (mAh) of the batteries at a low temperature. 

[0037] Based on each discharge capacity of the batteries described above, a ratio of the discharge capacity (mAh) 
at the low temperature to the discharge capacity at the room temperature was calculated by the following formula (1 ) as 
a low temperature characteristic of the respective secondary batteries. 

Low temperature characteristic 
= (Discharge capacity at low temperature / Discharge capacity at room temperature) x 100 % <1 ) 



bo A result of the calculation is listed in the following table 1 . 
(3) Storage characteristics 

[0038] The lithium secondary batteries A - H and X. Y, Z each were charged by a charge current of 1350 mA (1C) 
ss at a room temperature (25 °C) until the battery voltage becomes 4.1 V. Subsequently, the secondary batteries were fully 
charged at the constant voltage of 4.1 V for three hours and stored in an atmosphere of 60 "C for twenty days. There- 
after, the secondary batteries were discharged by the discharge current of 1 350 mA (1 C) until the final battery voltage 
becomes 2.75 V to measure each discharge capacity of the batteries after storage at a high temperature. In addition, a 
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ratio of the discharge capacity after storage at the high temperature to the discharge capacity at the room temperature 
was calculated by the following formula (2) as a storage characteristic of the respective batteries. 

Storage characteristics 

= (Discharge capacity after storage at high temperature / Discharge capacity at room temperature) x 100 % ^ 



A result of the calculation is shown in the following table 1. 



Table 1 



Kind of 
Battery 


Electrolyte (Added amount 
of dissolved substance) 
wt.% Kind of Additive 


Current cut-off 
time (Min.) 


Maximum 
Temp. (°C) 


Low temperature 
characteristic (%) 


Storage character- 
istic (%) 


A 


IM LiPF 6 (EC:DEC=4:6)2% 
Cumene 


15 


74 


83 


91 


B 


IM LiPF 6 (EC:DEC=4:6)2% 
1 ,3-diisopropylbenzene 


17 


81 


83 


92 


C 


IM LiPF 6 (EC:DEC=4:6)2% 
1 ,4-diisopropylbenzene 


17 


83 


84 


89 


D 


IM LIPF 6 (EC:DEC=4:6)2% 


17 


7B 


B3 


90 


E 


IM LiPF 6 (EC:DEC=4:6)2% 

1,3-bis(1-methy!propyl) 

benzene 


18 


eo 


61 


89 


F 


IM LiPF 6 (EC:DEC=4:6)2% 

1,4-bis(i-methylpropyl) 

benzene 


19 


82 


83 


91 


G 


IM LiPF 6 (EC:DEC=4:6)2% 
cyclohexylbenzene 




72 


85 


92 


H 


IM UPF 6 (EC:DEC=4:6)2% 
cyctopentylbenzene 


17 


79 


B4 


90 


X 


IM UPF 6 (EC:DEC=<!:6)2% 
without any additive 


32 


Burst 


85 


93 


Y 


IM LiPF 6 (EC:DEC=4:6)2% 
biphenyl 


20 


88 


60 


85 


Z 


IM UPF 6 (EC;DEC=4:6)2% 
4-chloraanisol 


21 


90 


77 


65 



[0039] As is understood from the table 1 , the battery X using the electrolyte [x] of the Comparative example 1 pre- 
pared without addition of any additive burst upon lapse of thirty two minutes after overcharged, but the low temperature 
characteristics and storage characteristics of the battery X were excellent. In the battery Y using the electrolyte [y] of 
the Comparative example 2 prepared with addition of biphenyl, a charge current was cut off upon lapse of twenty min- 
utes after the battery was overcharged. At the time, the maximum temperature of the battery Y was 88 "C, and the low 
temperature characteristics and storage characteristics of the battery Y were deteriorated. In the battery Z using the 
electrolyte [z] of the Comparative example 3 prepared with addition of 4 - chloroanisol, a charge current was cut off 
upon lapse of twenty one minutes after the battery was overcharged. At the time, the maximum temperature of the bat- 
tery Z was 90 °C, and the low temperature characteristics and storage characteristics of the battery Z were deteriorated. 
[004O] In the batteries A - H respectively using the electrolytes [a] - [h] of the Examples 1 - 8, a charge current was 
cut off upon lapse of fifteen to nineteen minutes after the batteries were overcharged respectively. At the time, the max- 
imum temperature of the respective batteries was 72 - 83 "C, and the low temperature characteristic and storage char- 
acteristics of the respective batteries were excellent. 
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[0041] It is presumed that the above result was obtained for the following mason. When the batteries A - H are over- 
charged after charged at 4,1V, additives such as isopropylbenzene (cumene), 1, 3-diisopropylbenzene, 1, 4-diisopro- 
pylbenzene, 1-methylpropylbenzene, 1,3-bfe(1-meth y lpropyl) benzene, 1.4-bis(1-methylpropyl)benz e ne, cyclohexyl- 
benzene and cyclopentylbenzene are decomposed to generate gas therefrom and polymerized to generate polymeri- 
zation heat When the batteries are further overcharged in such a condition described above, the amount of qas 
increases, and the current interrupt device SO is operated after | a p Se of fifteen to nineteen minutes to cut off an over- 
charge current so that the temperature ol the respective batteries gradually lowers. 

[0042] In comparison of the batteries A -H, it has been found that addition of the additives does not cause any sig- 
nificant difference in the characteristics of the batteries. From these facts, it is desirable that at least one of additives 
selected from the group consisting of isopropylbenzene (cumene), 1, 3-diisopropylbenzene, 1, 4-diisopropylbenzene 
1-methylpropylbenzene, 1, 3-bis(l-methylpropyl) benzene, 1, 4-bis(1-methy[propyl) benzene, cyclohexylbenzene and 
cyclopentylbenzene is added to the electrolyte. Particularly, cyclohexylbenzene is useful to enhance the low tempera- 
ture characteristics and storage characteristics of the lithium secondary battery. 

7. Discussion of the sort of electrolyte 

[0043] The influence caused by the sort of electrolyte was discussed as described below. 
(1) Example 9 

[00441 A solvent mixture of 40 part by weight ethylene carbonate (EC) and 60 part by weight dimethyl carbonate 
(DMC) was mixed with LiPF B of 1 mole/liter and further mixed with 2 % by weight cyclohexylbenzene to prepare an 
amount of electrotyte [i] as an Example 9, 



[0045] Asolvent mixture of 40 part by weight ethylene carbonate (EC) and 60 part by weight methyl ethyl carbonate 
(MEC) was mixed with LiPF 6 of 1 mole/liter and further mixed with 2 % by weight cyclohexylbenzene to prepare an 
amount of electrolyte fj] as an Example 10. 

(3) Example 1 1 



[0046] A solvent mixture of 40 part by weight ethylene carbonate (EC), 30 part by weight dimethyl carbonate (DEC) 
and 30 part by weight dimethyl carbonate (DMC) was mixed with LiPF 6 of 1 mole/liter and further mixed with 2 % by 
weight cyclohexylbenzene to prepare an amount of electrolyte [k] as an Example 11. 

(4) Example 12 



[0047] 40 part by weight ethylene carbonate (EC) and 60 part by weight diethyl carbonate (DEC) was mixed with 
LiPF 6 of 0.5 mole/liter and LiBF„ of 0.5 mole/liter as electrolytic salt and further mixed with 2 % by weight cyclohexyl- 
benzene to prepare an amount electrolyte [I] as an Example 12. 

[0048] The electrolytes p] - [I] each were stored in the cell casing 40, and the current interrupt device 50 was cou- 
pled with the opening of cell casing 40 and caulked to close the cell casing in a liquid-tight manner. Thus, lithium sec- 
ondary batteries I - L using the electrolytes (i) - [I] were manufactured. The lithium secondary battery I was filled with the 
electrolyte p], the lithium secondary battery J was filled with the electrolyte [fl, the lithium secondary battery K was filled 
with the electrolyte [k], and the lithium secondary battery L was filled with the electrolyte rj]. 

[0049J The lithium secondary batteries I - L were overcharged in the same manner as described above to measure 
a lapse of time during which the current interrupt device 50 is operated after the battery was overcharged and to meas- 
ure each maximum temperature of the batteries. A result of the measurement is listed in the following table 2. Similarly, 
the temperature characteristics and storage characteristics of the respective batteries were measured. A result of the 
measurement is listed in the following table 2. 
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Table 2 



Kind of 
Battery 


Electrolyte (Added amount 
of dissolved substance) wt 
% Kind of Additive 


Current cut-off 
time (Min.) 


Maximum 
Temp. {°Q 


Lowtemperature 
characteristic 
(%) 


Storage charac- 
teristic (%) 




IM UPF e (EC:DMC=4:6)2% 
cyclohexylbenzene 


15 


73 


84 


92 


J 


IM LiPF 6 (EC:MEC=4:6)2% 
cyclohexylbenzene 


16 


74 


85 


91 


K 


IM LiPF 6 

(EC:DEC:DMC=4:3:3}2% 
cyclohexylbenzene 


16 


76 


84 


91 


L 


0.5MUPF 6 +0 5MUBF 4 
(EC:DEC=4:6)2% cyclohex- 
ylbenzene 


IB 


75 


82 


87 



[0050] As is understood from the table 2, it has been found that substitution of the sort of organic solvent or dis- 
solved substance in the electrolyte does cause any significant difference in the current cut-off time, maximum temper- 
ature, low temperature characteristics and storage characteristics of the batteries. It is, therefore, noted that the additive 
comprised of cyclohexylbenzene is effective irrespectively the sort of electrolyte. Although the effect of an additive other 
than cyclohexylbenzene is not shown in the table 2, the same result as in use of cyclohexylbenzene was obtained in 
use of an additive selected from the group consisting of Isopropylbenzene (cumene), I, 3-dllsopropytoenzene, 1,4- 
dlisopropylbenzene, 1-methylpropylbenzene, 1, 3-bis(l-methylprapyj) benzene. 1, 4-bis(1-niethylpropyl) benzene, 
cyclohexylbenzene and cyclopentylbenzene. 

8. Discussion of an addition amount of additives 

[0051] An Influence caused by an addition amount of additives was discussed as described below. 
<1) Example 13 

[00521 A solvent mixture of 40 part by weight ethylene carbonate (EC) and 60 part by weight diethyl carbonate 
(DEC) was mixed with LiPF 6 of 1 mole/liter and further mixed with 1 % by weight cyclohexylbenzene added as an addi- 
tive to prepare an amount of electrolyte [m] as an Example 13. 

(2) Example 14 

[0053] A solvent mixture of 40 part by weight ethylene carbonate (EC) and 60 part by weight diethyl carbonate 
(DEC) was mixed with LiPF 6 of 1 mole/liter and further mixed with 3 % by weight cyclohexylbenzene added as an addi- 
tive to prepare an amount of electrolyte [n] as an Example 14. 

(3) Example 15 

[0054] A solvent mixture of 40 part by weight ethylene carbonate (EC) and 60 part by weight diethyl carbonate 
(DEC) was mixed L!Pf 6 of 1 mole/liter added thereto and further mixed with 5 % by weight cyclohexylbenzene added 
thereto as an additive to prepare an amount of electrolyte [o] as an Example 15. 

(4) Example 16 

[0055] A solvent mixture of 40 part by weight ethylene carbonate (EC) and 60 part by weight diethyl carbonate 
(DEC) was mixed with LiPF 6 of 1 mole/liter and further mixed with 10 % by weight cyclohexylebenzene added thereto 
as an additive to prepare an amount electrolyte [p] as an Example 16. 

[0056] The electrolytes [m] - [p] each were stored in the cell casing 40, and the current interrupt device 50 was cou- 
pled the opening of cell casing 40 and caulked to close the cell casing 40 in a liquid-tight manner. Thus, lithium second- 
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ary batteries M - P using the electrolyte [m] - fp] were manufactured The lithium second battery M was filled with the 
electrolyte [m], the lithium secondary battery N was filled with the electrolyte [n], the lithium secondary battery O was 
filled with the electrolyte [o], and the lithium secondary battery P was filled with the electrolyte [p]. 
[0057] The lithium secondary batteries M - P were overcharged in the same manner as described above to meas- 
ure a lapse of time during which the current interrupt device 50 is operated after the battery was overcharged and to 
measure each maximum temperature of the batteries. A result of the measurement is listed in the followingtable 3. Sim- 
ilarly, the temperature characteristics and storage characteristics of the respective batteries were measured. A result of 
the measurement is listed in the following table 3. In the table 3, a measurement result of the battery added with 2 % by 
weight cyclohexylbenzene is also listed. 



Table 3 



Kind of 
Battery 


Electrolyte (Added amount of 
dissolved substance) wt% 
Kind of Additive 


Current cut-off 
time (Min.) 


Maximum 
Temp. (°C) 


Low temperature 
characteristic (%) 


Storage charac- 
teristic [%) 


M 


IML1PF 6 (EC:DEC=4:6)1% 
cyclohexylbenzene 


16 


75 


85 


92 


G 


IM LiPF 6 (EC:DEC=4:6)2% 
cyclohexylbenzene 


15 


72 


85 


92 


N 


IM LiPF 6 (EC:DE&=4:6)3% 
cyclohexylbenzene 


15 


72 


85 


92 


0 


IM LiPF 6 (EC:DEC=4:6)5% 
cyclohexylbenzene 


15 


72 


84 


91 


P 


IMLiPF 6 (EC:DEC=4:6)10% 
cyclohexylbenzene 


15 


71 


80 


88 



[Q058] As is understood from the table 3, it has been found that addition of the additives in an extent Df 1 to 10 % 
by weight does not cause any significant difference in the current cut-off time, maximum temperature, low temperature 
characteristics and storage characteristics of the batteries. It is, therefore, desirable that the addition amount of the 
additive Is determined in an extent of 1 to 10 % by weight, preferably in an extent of 1 to 5 % by weight Although the 
effect of an additive other than cyclohexylbenzene is not shown in the table 3, the same result as in use of cyclohexyl- 
benzene was obtained in use of an additive selected from the group consisting of isopropylbenzene (cumene), 1, 3- 
diisopropylbenzene, 1, 4-diisopropylbenzene, 1-methylpropylbenzene, 1, 3-bis(1-methylpropyl) benzene, 1, 4-bisfJ- 
methylpropyl) benzene, cyclohexylbenzene, andcyclopentylbenzene. 

[0059] From the above fact it has been confirmed that addition of an additive comprised of alkylbenzene derivative 
having tertiary carbon adjacent a phenyl group such as isopropylbenzene (cumene), 1, 3-diisopropylbenzene, 1, 4- 
diisopropylfaenzene, 1-methylpropylbenzene, 1, 3-bis(1-methylpropyl) benzene, and 1, 4-bis(l-methy)propyi) benzene 
or cycloalkyibenzene derivative having tertiary carbon adjacent a phenyl group such as cyclohexylbenzene or 
cyclopentylbenzene is useful to ensure the safety of the battery against overcharge without causing any deterioration 
in cycle characteristics and storage characteristics of the battery at a low temperature. 

[0060] Although in the foregoing embodiments, natural graphite (d = 3.36 A) was used as the negative electrode 
active material, it is desirable that carbon material capable of absorbing and desorbing lithium ion such as carbon black, 
coke, glassy carbon, carbon fiber or sintered material thereof are used as the negative electrode active material. 
[0061] Although in the foregoing embodiments, LiCo0 2 was used as the positive electrode active material, it is 
desirable that lithium containing transition metal oxide compound capable of receiving lithium ion as a guest such as 
LiNi0 2 , LiCo x Ni ( |. )0 O 2 , LiCr0 2 , UV0 2 , LiMn0 2 , a LiFe0 2 , LiTiO a , LiSc0 2 , UY0 2 , LiMn-A, and the like is used as the 
positive electrode active material. Particularly, it is preferable to use either Lil\|i0 2 or LiCo x Ni ( |. X )0 2 or a mixture of 
LiNiQ 2 and LiCo/ii^C^ as the positive electrode active material. 

[0062] As the electrolyte, inexpensive ion conductive substance containing lithium salt dissolved in organic solvent, 
higher in ion conduction rate, chemically and electrochemically stable to the positive and negative electrodes, usable in 
a wide temperature range and higher in safety can be used in the battery. For example, at least one of solvents selected 
from the group consisting of EC, DEC, DMC, MEC, PC, SL, THF and GBL is used as the organic solvent, and at least 
one of lithium salts selected from the group consisting of LiPF 6 , LiBF,,, LIC10 4 , LiAsFe, LiCF 3 S0 3 , U(CF 3 SOg) 2 N, 
Li(C 2 F 5 S0 2 ) 2 N and UC 4 F 9 S0 3 is used as the lithium salt. 
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Claims 



1. A lithium seconds battery including an electrode assembly composed of positive and negative electrode plates 
wound up spirally with a separator and disposed in a cell casing filled with electrolyte containing lithium salt dis- 
solved tn organic solvent 

chanscterized in that said cell casing is provided with a current interrupt device for cutting off a charge current of the 
battery when an internal gas pressure of the battery exceeds a predetermined value, and wherein said organic sot- 
vent contains alkylbenzene derivative or cycloalkylbenzene derivative having tertiary carbon adjacent a phenyl 

2. A lithium secondary battery as claimed in Claim 1 , wherein the alklybenzene derivative is at least one of additives 
selected from the group consisting of isopropylbenzene (cumene), 1, 3-diisopropylbenzene, 1, 4-diisopropylben- 
zene, 1-methylpropylbenzene. 1, 3-bis(i -methylpropyl) benzene, and 1. 4-bfe(1-methylpropyl) benzene, and 
wherein the cycloalkylbenzene is at least one of additives selected from either cyclohexylbenzene or cycjopentyl- 
benzene. 



3. A lithium secondary battery as claimed In Claim 1 or 2, wherein said positive electrode plate includes an active 
material comprised of metal oxide containing lithium, and wherein said negative electrode plate includes an active 
material comprised of a carbon material. 

4. A lithium secondary battery as claimed in Claim 1 , 2 or 3, wherein said current interrupt device is composed of a 
PTC element whose resistance value is increased by flow of an electric current in the battery and a electric con- 
duction plate which is deformed when an internal gas pressure of the battery exceeds a predetermined value to 
cut-rjff the electric current applied to said PTC element. 

5. A lithium secondary battery as claimed In Claim 2, wherein an addition amount of the additives Is determined In an 
extent of 1 to 10 % by weight to said organic solvent. 

6. A lithium secondary battery as claimed in Claim 2, wherein an addition amount of the additives is determined in an 
extent of 1 to 5 % by weight to said organic solvent. 

7. A lithium secondary battery as claimed in Claim 1 , wherein said organic solvent is at least one of solvents selected 
from the group consisting of EC, DEC, DMC, MEC, PC, SL, THF and GBL. 

8. A lithium secondary battery as claimed in Claim 1 , wherein said organic solvent is at least one of solvents selected 
from the group consisting of EC, DEC, DMC and MEC. 

9. A lithium secondary battery as claimed in Claim 1 , wherein the lithium salt dissolved In said organic solvent is at 
least one of lithium salts selected from the group consisting of LiPF 6 , LiBF 4 , LiCICv UAsFc, LiCF,SO, 
UfCrVSOafeN. Li(C 2 F s S0 2 ) 2 N and LiC^SOg. 

10. A lithium secondary battery as claimed in Claim 1, wherein the lithium salt dissolved in said organic solvent is at 
least one of lithium salts selected from the group consisting of UPF 6 and LiBF 4 . 



12 



EP 1 065 744 A2 




Europaisches Patentamt 
European Patent Office 
Office europeen des brevets 



(11) EP 1 065 744 A3 

EUROPEAN PATENT APPLICATION 



) Date of publication A3: 
1 3 .035002 Bu Uetin 2002/1 1 



(43) Date of publication A2: 

03.01.2001 Bulletin 2001/01 



(21) Application number; 00113811.4 

(22) Date of filing: 29.06.2000 



(51) Intel/: H01M 10/40, H01M 2/34, 
H01M 10/42 



(84) Designated Contracting States: 

AT BE CH CY DE DK ES Fl FR GB GR IE IT LI LU 
MC NLPTSE 

Designated Extension States: 
AL LT LV MK RO SI 

(30) Priority: 30.06.1999 JP 18S55499 

(71) Applicants: 

• Sanyo Electric Co., Ltd. 
Moriguehi-shi, Osaka-fu 570-6677 (JP) 

• Uhe Industries, Ltd. 

Ube-Shl, Yamaguchl-ken 755-6633 (JP) 

(72) Inventors: 

• Takabashi, Masatoshi 
Itano-gun, Tokushima (JP) 



• Yasutake, Zensaku 
Itano-gun, Tokushima (JP) 

• Abe, Koji, c/o Ube Industries, Ltd 
Ube-clty, Yamaguchl, 755-8633 (JP) 

► Uekl, Aklra, c/o Ube Industries, Ltd 
Ube-city, Yamaguchl, 755-8633 (JP) 

• Hamamoto, Toshikazu, c/o Ube Industries, Ltd 
Ube-city, Yamaguchl, 755-8633 (JP) 

(74) Representative: Kramer, Reinhold, Dlpl.-lng. 
Blumbach, Kramer & Partner 



81245 MOnehen (DE) 



(54) Lithium secondary battery 



(57) A lithium secondary battery including an elec- 
trode assembly composed of positive and negative elec- 
trode plates wound up spirally with a separator and dis- 
posed in a cell casing rilled with electrolyte containing 
lithium salt dissolved in organic solvent, wherein the cell 



casing is provided with a current interrupt device (57) 
for cutting oft a charge current of the battery when an 
internal gas pressure of the battery exceeds a predeter- 
mined value, and wherein the organic solvent contains 
alkylben2ene derivative orcycloalkylbenzene derivative 
having tertiary carbon adjacent a phenyl group. 



EP 1 065 744 A3 



EUROPEAN SEARCH REPORT 



EP 00 11 3811 





DOCUMENTS CONSIDERED TO BE RELEVANT 




CMegorv 


Citation of Document with Indication, wnare appropriate, 
o! rstevani passages 




CLASSIFICATION Op THE 
APPUCATK5N (IntCI-T) 


y 


PATENT ABSTRACTS OF JAPAN 

vol. 1998, no. 08, 

30 June 1998 (1998-06-30) 

-1 JP 10 074537 A (FUJI PHOTO FILM CO 

LTD), 17 March 1998 (1998-03-17) 

* abstract * 


1-10 


H01N1O/40 

H01H2/34 
H01H1O/42 




EP 0 759 641 A (H0LI ENERGY 1990 LTD) 
26 February 1997 (1997-02-26) 
* page 3, line 15 - page 6. line 2; claims 
1-26 * 


1-10 




E 


U0 01 03226 A (1UAM0T0 KAZUYA ;K0SHINA 
HIZURU (JP); NUN0HE JUN (JP); UEDA 
ATSUSHI) 11 January 2001 (2001-Ql-ll) 
* the whole document * 


1-10 




E 


DATABASE MP I 

Section Ch, Week 200060 

Derwent Publications Ltd., London, SB; 

Class E14. AN 2000-621370 

XP002185633 


1-3 








SEARCHED ^fSSciT) 




-& JP 2O00 215909 A (JAPAN STORAGE BATTERY 
CO LTD), 4 August 2000 (2000-08-04) 
* abstract * 




H01M 


E 


W0 01 03227 A (IWAH0T0 KAZUYA ;K0SH1NA 
HIZURU (OP); MJNOME JUN (JP); UEDA 
ATSUSHI) 11 January 2001 (2001-01-11) 
* the whole document * 

-/- 


1-3 












THE HAGUE j 18 December 2001 


De Vos, L 




TEGORY OF CITED DOCUMENTS P ^rJiSrto^in^'T 9 ^ 






wn^dtscjraure s : ^^ of ">» sa 







2 



EP1 065 744 A3 



EUROPEAN SEARCH REPORT 



EP 00 11 3&11 



DOCUMENTS CONSIDERED TO BE RELEVANT 



DATABASE CA 'Online! 
CHEMICAL ABSTRACTS SERVICE, COLUMBUS, 
OHIO, US; 

0N0, AKIRA ET AL: "Secondary lithium 
batteries with long cycle Ufa and storage 
stability" 
retrieved from STN 
Database accession no. 121:160827 
XPD02185632 
* abstract * 

« JP 06 150970 A (ASAHI CHEMICAL IND, 
JAPAN;TOSHIBA BATTERY; TOKYO SHIBAURA 
ELECTRIC CO) 31 May 1994 (1994-05-31) 

PATENT ABSTRACTS OF JAPAN 
vol. 012, no. 204 (£-620), 
11 June 1988 (1988-06-11) 
ft JP 63 004569 A (BRIDGESTONE CORP), 
9 January 198B (1988-01-09) 
' abstract * 

PATENT ABSTRACTS OF JAPAN 
vol. 1996, no. 03, 
29 March 1996 (1996-03-29) 
& OP 07 302614 A (SONY CORP), 
14 November 1995 (1995-11-14) 
abstract * 



18 December 2001 



CATEGORY OF CUED DOCUMENTS 



MSOOCI& <bP 1D657MA3J_> 



EP 1 065 744 A3 



ANNEX TO THE EUROPEAN SEARCH REPORT 
ON EUROPEAN PATENT APPLICATION NO. 



This annex lias Die patent lamay memtx 
The m8mbflraaraasconiali)fldln the Et.^„ , ,,,, 
The European Patent Office la in no way liable for ttx 



: Office EDP H» on 

> particulars whlc* are frarelygivanforlrrapurposeot 



Patent docu 
cited in search 




| PubScaiton 


| 


member?** 


| Publication 


OP 10074537 


A 


17-03-1998 


NONE 






EP 0759641 


A 


26-02-1997 


CA 
EP 
JP 
JP 
US 


2156800 Al 
0759641 Al 
3061756 B2 
9106835 A 
5879834 A 


24-02-1997 
26-02-1997 
10-07-2000 
22-04-1997 
09-03-1999 


WO 0103226 


A 


11-01-2001 


JP 
WO 


2001015158 A 
0103226 Al 


19-01-2001 
11-01-2001 


JP 20002159C 


9 A 


04-08-2000 


NONE 






WO 0103227 


A 


11-01-2001 


JP 

uo 


2001015154 A 
0103227 Al 


19-01-2001 
11-01-2001 


JP 6150970 


A 


31-05-1994 


JP 


3213408 B2 


D2-10-2001 


JP 63004569 


A 


09-01-1988 


NONE 






JP 07302614 


A 


14-11-1995 


HONE 









X : see OMclal Journal o! the European Patent Otlice. No. 1 1 



